Combustion analyses were made with a Perkin-Elmer 2400 microanalyzer. IR spectra (cm -1 )
calibrated with water and indium. The scanning rate was 10 °C min -1 , the samples were sealed in aluminum capsules in the air, and the holder atmosphere was dry nitrogen.
The X-ray studies were carried out in Debye-Scherrer operation mode, using a powder diffractometer with a high temperature implement. For the experiment, Lindemann capillaries of diameter 0.6 mm were utilized. A linear position-sensitive detector (PSD) was employed to measure the diffracted intensity. The angular resolution was better than 0.01º, and the 2 interval was 0.5-25º ( is the Bragg angle). Monochromatic Cu-K 1 radiation ( = 1.5406 Å ) was used.
Literature methods were used to prepare [Pt(bzq)(-Cl)] 2 , 2 [Pd(bzq)(-Cl)] 2 , 3 and 2-(6-(4-nitrophenoxy)hexyloxy)-3,6,7,10,11-pentakis(dodecyloxy)triphenylene. 4 3 -, BF 4 -). These precursors were synthesized similarly to that described for [Pt(bzq)(NCMe) 2 ]ClO 4 , 5 starting from [Pt(bzq)(-Cl)] 2 and the corresponding silver salt. A typical procedure is as follows:
Preparation of [Pt(bzq)(NCMe) 2 ]A (A = NO
To a suspension of [Pt(bzq)(-Cl)] 2 (0.100 g, 0.12 mmol) in NCMe (25 mL), 0.24 mmol of the corresponding silver salt (AgA, A = NO 3 -, BF 4 ) were added. After stirring at room temperature for 7 h in the dark, AgCl formed was filtered out. The resulting solution was concentrated to 15 mL, and Et 2 O (15 mL) was added to obtain the product as a red solid.
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Preparation of [Pd(bzq)I(CNR)] (3)
. KI (0.061 g, 0.37 mmol) was added to an acetone (25 mL) suspension of [Pd(bzq)Cl(CNR)] (0.062 g, 0.037 mmol) and the mixture was stirred for 24 h.
The solvent was eliminated under reduced pressure and the residue extracted with dichloromethane (25 mL). The volume was reduced to 10 mL and diethyl ether (10mL) was added to obtain a yellow solid (0.0569 g, 87% yield The diagram of 6 is almost identical to that of 7 (see Fig. 2 ). In contrast, compound 5 presents fewer and weaker reflections indicating a more disordered structure in agreement with its lower clearing enthalpy (Table 1) .
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